emission angle, i. e., the probing depth, suggesting an upward surface band bending. By fitting the Ga 3d core level spectra at different emission angles and considering the integrated effect of electrostatic potential, the core level energy at the topmost surface layer is well corrected, therefore, the surface band bending is precisely evaluated. For moderately doped GaN, the electrostatic potential can be reflected by the simply linear potential approximation. However, for highly doped GaN samples, in which the photoelectron depth is comparable to the width of the space charge region, quadratic depletion approximation was used for the electrostatic potential to better understand the surface band bending effect. Our work improves the knowledge of surface band bending determination by ADXPS and also paves the way for studying the band bending effect in the interface of GaN based heterostructures.
the integral effect, which may lead an underestimate or overestimate of the band bending extent [13] [14] [15] . To improve the accuracy of analysis, we derive the actual photoelectron peak from different detection depth by performing a method of peak deconvolution to eliminate the integrating effect caused by electrostatic potential. After deconvolution function correction, the actual core level binding energy dependence on the detection depth can be obtained, improving the accuracy of the band bending assessment. In this paper, Ga-polar n-GaN samples with different Si doping densities have been studied by using ADXPS. Ga 3d core level spectra were evaluated correctly by considering the band bending due to the electrostatic potential affected by the doping density combined with localized charges on the surface. In the case of moderate Si doping GaN films, the electrostatic potential can be evaluated simply by a linear relationship to the depth by deconvolution correction. While, in heavily Si doped case, due to the steep space charge potential, the quadratic depletion approximation is more reasonable than linear potential approximation in the surface band bending deconvolution calculation. With deconvolution correction, the surface band bending in different doping density GaN films are precisely determined.
Results and Discussion
A schematic band diagram for the surface band bending measurement is outlined in Fig. 1(a) . The surface band bending (BB) in GaN can be determined from core level binding energy, such as, Ga 3d or N 1 s, and other inherent properties of GaN, as described in the following 6,9 :
where, (E CL − E V ) bulk is the binding energy difference between core level and valance band maxima in GaN bulk which is a material constant, E g is the band gap of GaN (3.45 eV 16 ), E C is the position of conduction band with respect to the Fermi level, and depends on doping concentration, (E CL − E V ) surface is the core level energy referenced to the Fermi level energy on GaN surface, which would change with the doping density and the surface states. For comparison, three kinds of Si doped GaN films were studied, with doping level of 9 × 10 17 cm −3 (sample 1), 4 × 10 18 cm −3 (sample 2) and 1.4 × 10 19 cm −3 (sample 3), respectively. The doping densities are verified by secondary ion mass spectroscopy (SIMS) measurements. For sample 1 (S1), E c is calculated to be 0.03 eV above the Fermi level. When the doping density increases, the Fermi level moves to a higher level. E c is calculated to be 0.03 eV and 0.1 eV below the Fermi level for sample 2 (S2) and sample 3 (S3). Figure 1 (b) shows the XPS spectra of the Ga 3d core level spectra, as well as the valance band of S2, collected at emission angle of θ = 85° and represented as black dots and lines. By taking Shirley background subtraction and a combination of Gaussian and Lorentzian line shapes, the Ga 3d spectrum can be fitted into four peaks, corresponding to the Ga-N, Ga-O, Ga-Ga bonds and N2s. The fitted highest peak at 19.48 eV originates from Ga-N bond. The valance band maximum (VBM) is determined by the intercept of the slope at the leading edge of the valance band spectrum with the base line, shown by the blue solid line in Fig. 1(b) . The energy difference of (E CL − E V ) bulk is calculated to be 17.48 eV, which is consistent with the values reported for bulk GaN [17] [18] [19] [20] . Figure 2 (a-c) show the Ga 3d core level spectra at different emission angles in different Si doped GaN samples. As displayed in Fig. 2(a) , the characteristic Ga 3d (Ga-N) peak in S1 shifts toward higher energy with increasing the emission angle θ. Actually, the photoelectron escape depth depends on the emission angle (θ) in a simple relation of λ sin(θ), where λ is the inelastic mean free path of photoelectrons. The value of λ is 2.6 nm for photoelectrons of Ga 3d in GaN, as calculated by TPP-2M method 21 in NIST's database 22 . Thus, the binding energy of Ga 3d (Ga-N) peak increases monotonically with the increase of detection depth (about 3λ), as shown in the insert of Fig. 2 , implying a sharp upward band bending exists in the GaN surface layer. The similar upward band bending phenomena can also be clearly observed in the Ga 3d (Ga-N) peaks in S2 and S3, as shown in Fig. 2 (b,c), respectively. Moreover, the peak shift extent of the highly doped sample (S3) is larger than that of S1 and S2, indicating a larger equivalent internal electric filed exists in S3. It is noted that similar binding energy shift can be also observed in the spectra of N 1 s peaks of different Si doped GaN samples, as shown in Fig. 2 (d-f).
As reported previously 5 , an internal potential gradient exists in GaN material due to its large spontaneous polarization. The spontaneous polarization of Ga-polar n-GaN would lead to negative surface bound charges, while the positive donor charges formed in n-GaN compensate the polarization-induced negative surface charge and form an electron accumulation layer, which induces an upward band bending 6 . As shown in Fig. 1(a) , the core level (E CL ), the VBM (E v ) and the conduction band minimum (E c ) all bent upward in the Ga-polar n-GaN surface layer. It is known that a core level spectrum obtained by ADXPS is an integration of photoelectrons emitter within the detection depth of the topmost surface. As schematically outlined in Fig. 3 , the measured spectrum without deconvolution shown by the solid black line is an integration of the actual spectrum at each depth point along the bend core level displayed by the dash dot color lines. Namely, the dash dot color lines performed the deconvoluted spectra at different depth point. Due to the exponential decay of the XPS intensity, it is educible that the contribution of photoelectrons emitted from a deeper layer is overwhelmed by the contribution of photoelectrons from a shallower layer, leading the peak energy position shifts away from the original binding energy due to the effect of integration. In other words, for an electronic band structure with upward bending, the measured maximum of the integrated photoelectron peak without deconvolution is expected to be shifted away from the deconvoluted binding energy at that depth, guided by the dashed black lines in Fig. 3, and thus gives an under-or overestimation on the band bending magnitude from the values on the very surface.
Based on the ADXPS core level peaks collected at different emission angles, we derive the dependence of photoelectron binding energy on depth in the undersurface layer by taking a method of peak deconvolution for eliminating the integrated effect caused by electrostatic potential. Briefly, a measured core level spectrum as a function of the binding energy, is given as follows 23 :
where, z is the depth from the surface of the bulk, I 0 (E) refers to the typical core level spectrum with a peak energy of E. ψ(z) stands for the assumed electrostatic potential. λ is the inelastic mean free path of photoelectrons. Here, I 0 (E − ψ(z)) can be expressed by the pseudo-Voigt function 24 : (a-c) Ga 3d core level spectra measured at different emission angle θ for S1, S2 and S3. The inset displays the binding energy of Ga 3d (Ga-N) peak as a function of detection depth. (d-f) N 1 s core level spectra measured at different detection angle θ for S1, S2 and S3, respectively. The inset displays the binding energy of N 1 s (N-Ga) peak as a function of detection depth. The green dashed lines are eye-guides to highlight the variation of peak position.
where, I 00 , α, and F are the core level spectrum intensity, the ratio of Gaussian function, and the full width at half maximum (FWHM) of the core level spectrum, respectively. As shown in Fig. 4 , the measured binding energies of Ga 3d (Ga-N) peak are plotted by black solid circles as a function of detection depth. The blue dashed lines are eye-guides to show the peak positions of the binding energies that shift with the detection depth in a linear way, indicating the surface band bending existing in all three samples. However, the peak position of each spectrum collected at different emission angles actually represent the integrated contribution of photoelectrons from different detection depth to sample surface. To figure out the actual binding energy of photoelectron emitted from a certain depth, it is necessary to deintegrate the measured peak according to Eqs (2, 3) . First, we consider a uniform internal potential gradient on the surface of Ga-polar n-GaN and ψ(z) is a linear relationship to z. By deconvolution of the spectra measured at different emission angles, we obtained the dependence of the actual core level binding energy on the detection depth, shown by the red dashed lines in Fig. 4 . The calculated binding energy at surface E 0 , is summarized in Table I . For comparison, the binding energy at the topmost surface layer by the linear fitting of the measured data without deconvolution is expressed by E s . As shown in Table I , by assuming a linear surface potential ψ(z) in GaN, the discrepancy between E 0 and E s values are small for S1 and S2, which is consistent with the XPS theory that the major photoemission contribution origins from the topmost atomic layers and the deconvolution affects little at the topmost surface. However, in S3 with higher doping density, E s shifts away from E 0, indicating the inaccuracy of linear potential approximation. For S1 and S2, the space charge region width is dozens of nanometer, which is much larger than the detection depth, so we adopt the linear potential approximation at the surface (details are shown in the supplementary information). Owing to the high doping level in S3, the width of the space charge region is reduced to be comparable with the photoelectron depth, thus the realistic quadratic depletion approximation should be more suitable.
To gain further insights in highly doped GaN sample, the quadratic depletion approximation correction was considered. In the depletion approximation, ψ(z) was treated as ψ ψ
, where ψ s is the surface potential at z = 0, q is the electronic charge, N d is the doping density, and ε GaN is the dielectric constant of GaN 25 . As shown in Fig. 5(a) , the experimentally observed Ga 3d spectra measured at different emission angles were quantitatively in agreement with the quadratic depletion approximation fitting (black dashed lines). The extracted binding energy at topmost surface, E 0 , is 19.30 eV. The actual core level binding energy as a function of detection depth after considering the effect of quadratic depletion approximation by Eqs (2, 3) is shown by the green dashed line in Fig. 5(b) . Compared with the linear potential approximation (red dashed line in Fig. 5(b) ), the deviation between E 0 and E s becomes smaller. The quadratic depletion approximation is closer to the experimental results in surface layers.
To sum up, for the moderately doped GaN, due to the larger depletion width, the effective electron surface potential can be reflected by the simply linear approximation, while in highly doped GaN, the quadratic depletion approximation is more applicable. Moreover, by calculating the surface band bending, according to Eq. (1), the surface band bending for three different doping densities after deconvolution correction are calculated to be 1.53 eV, 1.72 eV, and 1.73 eV for S1, S2 and S3 respectively. www.nature.com/scientificreports www.nature.com/scientificreports/ conclusion In summary, we performed a systematic study on the surface band bending of Ga-polar n-GaN with different Si doping density via ADXPS. The binding energies for Ga 3d and N 1 s in GaN films increase with increasing the detection depth, implying an upward surface band bending. Considering the effect of integration caused by internal electric field in band bending samples, we corrected the core level binding energies by subtracting the integrated effect and correctly determined the value of surface band bending. Our study confirms the major contributions come from the surface layers. For moderately doped GaN, the effective electron surface potential can be represented by a simply linear approximation. For highly doped GaN, where the photoelectron emission The blue dashed lines are the linear fitting of the measured binding energy peak without deconvolution. The red dashed line performed the deconvolution of the spectra by linear approximation and the green dashed lines show the deconvolution of the spectra by quadratic depletion approximation.
